transitions with values > 0.002. The mode numbering (ν) employed in this work is the one used in the Gaussian 09 software package. We compare this numbering with that employed in a recent high resolution photoelectron spectroscopy study of indole by Nelson et al.. 1 This highlights that the progression in the ν 29 mode that we observe corresponds to a progression in the ν 11 mode using the numbering scheme from Ref. 1 . This is in agreement with their assignment of a peak in the high-resolution spectrum around 1407 cm −1 to the 11 1 0 transition (which is very close to their 10 1 0 mode).
ezSpectrum calculations
Figure S1: Comparison between ezSpectrum calculations at different vibrational temperatures. The maximum numbers of vibrational quanta in the anion and neutral were set to 3 and 6, respectively. The equilibrium geometries, harmonic frequencies and normal mode vectors of the deprotonated indole anions and corresponding neutral radicals were calculated using the CAM-B3LYP/aug-cc-pVTZ method. Table S3 : Excited states of the deprotonated indole anion: vertical excitation energies (VEEs), main orbital contributions and oscillator strengths f, are listed for transitions with f > 0.01. TD-DFT calculations were performed using optimised geometries calculated using the same functional and basis set employed in the TD-DFT calculation. ADC(2) calculations were performed using an MP2/6-311++G(3df,3pd) optimised geometry. Figure S4 : Molecular orbitals contributing to the excited states of the deprotonated indole anion for the calculations summarised in Table S3 . The HOMO is molecular orbital 31.
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